Abstract
we have engaged in the development of synthetic methodologies to access β-functionalized π-51 extended porphyrins. [14] [15] [16] [17] In a previous work, 18 we reported the synthesis and preliminary 52 characterizations of a series of β-functionalized push-pull dibenzoporphyrins carrying amine
53
(electron-donating) groups and cyclic imide/ester (electron-withdrawing) groups. Our studies
54
show that the inclusion of an amine group and an ethynylphenyl bridge in the donor (push) 55 component make remarkable impact on their electronic and optical properties.
56
In order to further investigate these interesting compounds, in this work, we present the 57 zinc analogues of these push-pull porphyrins, 1 and 2 (see Figure 1 for structures using fullerene, C 60 functionalized with a phenylimidazole functionality (C 60 Im in Figure 1 ).
212
The formation of the donor-acceptor conjugates was monitored by optical absorption and
213
fluorescence spectroscopy. Figure 3 shows the spectral changes observed during increased suggest that the electron-donating amino groups play a much more important role than the 286 electron-withdrawing groups in the HOMO/LUMO orbital segregation.
287
The geometry and electronic structure of both conjugates was deduced from a computational 288 study performed at the B3LYP//6-31G* level (see Figure 5c and Figure 6b shows the time profile of the fullerene radical anion peak at 1010 365 nm.
366
The transient spectra of push-pull zinc porphyrins discussed here have revealed 
